Supplementary Table 1. Conditions screening

Supplementary Methods
General information: All manipulations were carried out by standard Schlenk techniques. Unless otherwise stated, analytical grade solvents and commercially available reagents were used to conduct the reactions. Thin layer chromatography (TLC) employed glass 0.25 mm silica gel plates. reported for the molecular ion + Hydrogen (M+H). Hydrogen gas content was analyzed by gas chromatography (7890-II, Tianmei, China, TCD, nitrogen as a carrier gas and 5 Å molecular sieve column, a thermal conductivity detector). Amination of m-xylene with pyrazole 2 : Reaction was proceeded with 1.2 mmol m-xylene and 5.0 mL CH3CN.
After 24 h, the reaction mixture was purified by silica gel column chromatography to afford the product 3b as an inseparable mixture. The ratio of the mixture was 1:13 (CA:CB) as determined by 1 Amination of n-butylbenzene with pyrazole: Reaction was proceeded with 2.0 mL of n-butylbenzene and 3.0 mL CH3CN. After 24 h, the reaction mixture was purified by silica gel column chromatography to afford the product 3f
as an inseparable mixture. The ratio of the mixture was 1:8.6 (ortho:para) as determined by 1 
Amination of isobutylbenzene with pyrazole:
Reaction was proceeded with 2.0 mL isobutylbenzene and 3.0 mL CH3CN. After 24 h, the reaction mixture was purified by silica gel column chromatography to afford the product 3g
as an inseparable mixture. The ratio of the mixture was 1:8. Amination of tert-butylbenzene with pyrazole: Reaction was proceeded with 1.2 mmol tert-butylbenzene and 5.0 mL CH3CN. After 24 h, the reaction mixture was purified by silica gel column chromatography to afford the product 3i as an inseparable mixture. The ratio of the mixture was 1:4.6 (ortho:para) as determined by 1 Amination of m-xylene with 3-methyl-1H-pyrazole: Reaction was proceeded with 2.0 mL m-xylene and 3.0 mL CH3CN. After 24 h, the reaction mixture was purified by silica gel column chromatography to afford the product 3l
as an inseparable mixture. The ratio of the mixture was 1:11 (CA:CB) as determined by 1 Amination of m-xylene with 4-methyl-1H-pyrazole: Reaction was proceeded with 2.0 mL m-xylene and 3.0 mL CH3CN. After 24 h, the reaction mixture was purified by silica gel column chromatography to afford the product 3o
as an inseparable mixture. The ortho:para ratio of the mixture was 1:14 (CA:CB) as determined by 1 H NMR. 50.3mg colorless liquid (yield: 90%, 0.3 mmol scale).
